. Scanning electron micrographs of m-WO3 (left) and b-WO3 (right) thin films on quartz glass substrates. 1 According to the literature the different scattering peaks observed are assigned to: (i) 1-2 Å, first shell of oxygen atoms; (ii) 2.3-3.1 Å, multiple scattering within the first shell; this peak is divided in two parts suggesting the existence of two distinctive W-O distances and (iii) 3.1-4 Å W-W distances. 2 As expected fitting of the first shell requires two W-O distances. As shown in Table S1 , for the near-stoichiometric sample the fits improve upon increasing the W-O distance and a reasonable fit is obtained with a coordination of 4:2, expected for a distorted octahedral. In contrast, for the oxygen deficient b-WO3 sample (Table S2) better fits are obtained with shorter W-O distanced and reasonable results are obtained for different coordination number (2:4, 3:3 and 4:2). This indicates that the sample cannot be described as purely octahedral but that a larger heterogeneity of distances exists. This is in agreement with the lower amplitude observed for this sample indicative of a larger disorder. These results suggest that the generation of oxygen vacancies results in geometric deformations around the W-Centre. Figure S12 . Transient absorption decay kinetics for b-WO3 at 355 nm excitation for 600 nm probe (A), and 800 nm probe (B). Kinetics were acquired at an excitation intensity of 1.5 mJ/cm 2 in 0.1 M H2SO4 electrolyte only (blue) and after addition of 30 % by volume methanol (red), as well as in the presence of 1 M Na2SO3 (purple) and 1 M triethanolamine (black). The sample was excited from the film side (front excitation).
